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(54) Photosensitive lithographic printing plate and method for making the printing plate 



(57) A photosensitive lithographic printing plate 
comprises a photosensitive layer and a protective layer 
formed in this order oh a support, wherein the photosen- 
sitive layer has a maximum peak of spectral sensitivity 
within a wavelength range ranging from 390 to 430 nm, 
the minimum exposure for the photosensitive litho- 



graphic printing plate for image formation at a wave- 
length of 410 nm (3410) is at most 100 pJ/cm2. and the 
relation between the minimum exposure for image for- 
mation at a wavelength of 450 nm (S450) and the min- 
imum exposure for image formation at a wavelength of 
410 nm (8410) is 0<S4 10/8450^0.1. 
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EP 1 148 387 A1 

Description 

[0001] The present invention relates to a photosensitive lithographic printing plate which is sensitive to a laser light 
having a wavelength ranging from 390 to 430 nm and which Is suitable for direct drawing from digital signals of e.g. 

s computers, and a method for making a printing plate. 

[0002] Heretofore, a lithography method has been widely used for the microfabrication of e.g. lithographic printing 
plates^ printed boards, color filters, large scale Integrated circuits (LSI), thin film transistors (TFT), liquid crystal displays 
(LCD), plasma display panels (PDP) and semiconductor packagings (TAB), wherein an image forming material having 
a layer of a photosensitive composition formed on the surface of a support is image-exposed through a mask, to form 

10 a pattem which utilizes the difference in solubility of a developer between exposed portions and non-exposed portions 
of the photosensitive layer. 

[0003] For example, a photopolymerization initiation system for the resist material for color filters, Is a combination 
of a hexaarytbiimidazole derivative with an aminobenzophenone derivative as taught, for example, in JP-A-11-327127. 
[0004] However, the resist material for color filters disclosed In JP-A-11-327127 is not intended to be exposed to 
15 laser light ranging from 390 to 430 nm, but rather is subjected through a mask to the light from the like of a high- 
pressure mercury-vapor lamp. Further, since the material contains a large amount of a pigment, a large quantity of 
energy of 200 mJ/cm^. for example, is required for image formation. 

[0005] Further, U.S. Patent 5.863,678 discloses a resist material for color filters containing a titanocene compound 
and a dialkylaminobenzene compound as a photopolymerization initiation system. The above patent discloses various 
20 kinds of light sources. However, the resist material Is also exposed to light through a mask from a high pressure mercury 
vapor lamp source, practically, and the exposure energy of the light is high, for example 70 mJ/cm^ or more. 
[0006] Further, the above patent does not disclose safe light properties under a yellow lamp for a photosensitive 
lithographic printing plate. 

[0007] On the other hand, the laser direct drawing method has attracted attention in recent years directly forming an 
25 image from digital information supplied by a computer, without using a mask, by employing a laser light as a light source 
for exposure, since improvement in not only productivity but resolution and accuracy of position and the like. Accord- 
ingly, the utilization of a laser light in the lithography method has been actively studied. 

[0008] With respect to the laser light, various light sources emitting light from the ultraviolet to infrared region are 
known. Potential laser light for use in image exposure, is light in the visible to infrared region emitted by devices, such 

30 as an argon ion laser, a helium-neon laser, a YAG laser and a semiconductor laser. These devices are mentioned from 
the viewpoint of output, stability, photoperceptivity, cost and the like. For example, various photosensitive compositions 
have been proposed for use with an argon ion laser having a wavelength of 488 nm and a FD-YAG laser having a 
wavelength of 532 nm, and a photosensitive lithographic printing plate for exposure to light from these lasers has been 
placed into practical use. Examples of such photosensitive compositions are a combination of a titanocene compound 

35 with a bipyromethene complex and a combination of titanocene with a coumarin derivative as described, for example, 
in JP-A-11-271969. 

[0009] However, no conventional compositions are known which are responsive upon exposure to a violaceous laser 
light having a wavelength of from 390 to 430 nm. 

[001 0] Further, in an image formation method utilizing such visible laser light, a photosensitive composition showing 

40 an adequate absorption at the visible region is used. However, the sensitivity of the composition to violaceous laser 
light having a wavelength ranging from 390 to 430 nm tends to be inadequate, and safe light properties under a yellow 
lamp (under environment containing a light having a wavelength of from about 500 to about 750 nm) tend to be poor 
in some cases, and accordingly the operation has to be conducted in a dark room environment using a red lamp. 
[0011] On the other hand, JP-A-61-117549 discloses, as a photosensitive lithographic printing plate which has ex- 

45 cellent in safe light properties, a photosensitive lithographic printing plate having a protective layer containing a specific 
coloring agent formed on a photopolymerizable photosensitive composition layer. It discloses as an exposure source, 
general-purpose light sources such as high-pressure mercury-vapor lamps and metal halide lamps, and argon ion 
lasers, helium-cadmium lasers and krypton lasers as well, and it discloses as a polymerization initiator a complex 
system of biimidazole and Michler's ketone. However. JP-A-61 -1 1 7549, specifically discloses that a composition having 

50 a relative sensitivity to light of a wavelength at 480 nm when exposed to a xenon lamp, and a composition responsive 
to radiation energies required for image formation at 488 nm using an argon ion laser and a composition responsive 
to light of 442 nm the case of using a helium-cadmium laser, attracted attention. The publication discloses that no 
attention has been paid to compositions responsive to laser light having an oscillation wavelength of from 390 to 430 
nm, particulariy from 400 to 420 nm. It also discloses that a composition responsive to radiation energy required for 

55 image fomfiation of 0.6 to 1 .0 mJ/cnr»2 to light from a helium-cadmium laser having a wavelength of 442 nm is not yet 
sufficient. 

[0012] On the confrary, along with significant progress in laser technology in recent years, a laser emitting light in 
the ulfraviolet region, which can operate in a bright room environment such as under a yellow lamp, particulariy a 
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semiconductor laser which can stably oscillate in a wavelength region of from 390 to 430 nm, particularly from 400 to 
420 nm, has been developed. However, no photosensitive lithographic printing plate suitable for exposure to laser 
within the violaceous light region (light ranging from 390 to 430 nm in wavelength) has yet been found. 
[001 3] Accordingly, one object of the present invention to provide a highly sensitive photosensitive lithographic print- 
5 ing plate which is responsive to violaceous laser light. 

[0014] Another object of the present Invention is to provide a method for making a printing plate using the photoserh 
sitive lithographic printing plate. 

[001 5] Briefly, these objects and other objects of the present invention as hereinafter will become more readily ap- 
parent can be attained by a photosensitive lithographic printing plate comprising a photosensitive layer and a protective 

10 layer formed in this order on a support, wherein the photosensitive layer has a maximum peak of specfral sensitivity 
within a wavelength range ranging from 390 to 430 nm, the minimum exposure for the photosensitive lithographic 
printing plate for image formation at a wavelength of 410 nm (S410) is at most 100 ^J/cm^, and the relation between 
the minimum exposure for image formation at a wavelength of 450 nm (S450) and the minimum exposure for image 
formation at a wavelength of 410 nm (S410) is 0<S4 10/845(^0.1. 

15 [001 6] A second aspect of the present invention is a photosensitive lithographic printing plate comprising a photo- 
sensitive layer and a protective layer fomned in this order on a support, the photosensitive layer containing (A) an 
ethylenic monomer. (B) a sensitizing pigment and (C) a radical generator, wherein the radical generator (C) contains 
a hexaarylbiimidazole compound or a titanocene compound, and the sensitizing agent (B) contains a dialkylaminoben- 
zene compound. 

20 [0017] A third aspect of the present invention is a method for making a printing plate, which comprises image-ex- 
posing the photosensitive lithographic printing plate according to the first or second aspect of the present invention, 
by means of a laser light having a wavelength of from 390 to 430 nm, followed by development of the image by an 
aqueous developer. 

[0018] Now. the present invention will be described in detail with reference to the preferred embodiments. 

25 [0019] In the first aspect of the present invention, the photosensitive lithographic printing plate comprises a photo- 
sensitive layer and a protective layer formed in this order on a support, the photosensitive layer having a maximum 
peak of spectral sensitivity within a wavelength range ranging from 390 to 430 nm, the minimum exposure for image 
formation at a wavelength of 410 nm being at most 100 ^/cm^, and the ratio of the minimum exposure for image 
formation at a wavelength of 410 nm (S410) to the minimum exposure for image formation at a wavelength of 450 nm 

30 (S450), i.e. S41 0/S450 being at most 0. 1 . 

[0020] The maximum peak of specfral sensitivity is more preferably within a wavelength range ranging from 400 to 
420 nm. If the maximum peak of spectral sensitivity for a photosensitive composition is in a wavelength region less 
than the above range, the sensitivity to a laser light having a wavelength ranging from 390 to 430 nm (hereinafter 
sometimes referred to as a laser light in the violaceous region) tends to be poor. On the contrary. If the maximum peak 

35 of specfral sensitivity is in a wavelength region exceeding the above range, the sensitivity to laser light in the violaceous 
region may be high, but the safe light properties of the composition under a yellow lamp tend to be poor. 
[0021] The minimum exposure for image formation of a composition at a wavelength of 410 nm is at most 100 \iJ/ 
cm2, preferably at most 50 jiJ/cm2, more preferably at most 35 nJ/cm^. If the minimum exposure is more than 100 \iJ/ 
cm^, the exposure time tends to t>e long, such being impractical, although that depends on the exposure intensity of 

40 the laser light source. 

[0022] Here, the lower the lower limit, the better, but it is usually at least 1 (iJ/cm^, and it is at least 2.5 ^J/cm^ 
practically. 

[0023] In the present invention, the "maximum peak of spectral sensitivity" of a composition may, for example, be 
determined by a method disclosed in e.g. "Photopolymer Technology" (Tsugio Yamaoka, Nikkan Kogyo Shinbunsha, 

-^5 1988, page 262) as follows. Samples of a photosensitive Image-forming material having a layer consisting of a photo- 
sensitive composition (a photosensitive layer) formed on the surface of a support, are irradiated with light emitted from 
a light source such as a xenon lamp or a tungsten lamp for exposure, using a spectral sensitivity measuring apparatus 
(Here, the samples are in-adiated so that the exposure wavelength lineariy decreases in the horizontal axis direction, 
and the exposure intensity logarithmically decreases in the vertical axis direction.), followed by developing the samples 

50 to obtain a resist image depending upon each exposure wavelength, whereupon the exposure energy required for 
image formation is calculated from the height of the image. The exposure wavelength showing the maximum peak in 
a spectral sensitivity curve obtained by plotting the wavelength on the horizontal axis and the inverse of the above 
exposure energy on the vertical axis, corresponds to the maximum peak of spectral sensitivity. 
[0024] Further, the minimum exposure for image formation at a wavelength of 41 0 nm is determined as an exposure 

55 energy calculated from the height of the image obtained in the same manner as described above using a spectral 
sensitivity measuring apparatus. 

[0025] Here, the minimum exposure for image fomiation is the minimum exposure required to form an image when 
the photosensitive layer is exposed and developed under optimum development conditions determined by changing. 
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e.g., the developer, such as by changing the pH of the developer, the development temperature or the development 
time depending upon the type of photosensitive composition used. The minimum exposure is usually the minimum 
exposure required to form an image by soaking the photosensitive layer in an alkali developer having a pH ranging 
from 11 to 14 at 25''C for from 30 seconds to 3 minutes after exposure. 

5 [0026] Further, with respect to the photosensitive lithographic printing plate of the present Invention, the ratio of the 
minimum exposure for image formation at a wavelength of 410 nm (S410: J/cm^) to the minimum exposure for image 
formation at a wavelength of 450 nm (S450: J/cm^j \ q S410/S450 Is at most 0.1. The value of S410/S450 is preferably 
at most 0.05. That is, when the minimum exposure S450 for image formation at a wavelength of 450 nm is large and 
the minimum exposure S410 for image formation at a wavelength of 410 nm is small, handling efficiency of the com- 

10 position tends to be excellent in an environment in which the light has a wavelength In the vicinity of 500 nm, i.e. under 
a yellow lamp, and accordingly the smaller the above ratio, the better. Here, the minimum of S410/S450 is 0, which 
indicates that S450 is infinitely large. That is. the photosensitive layer is completely insensitive to a light having a 
wavelength of 450 nm. 

[0027] Further, from the viewpoint of handling efficiency under a yellow lamp, the minimum exposure for image 
formation at a wavelength longer than 450 nm is preferably larger than the minimum exposure for Image formation at 
a wavelength of 450 nm. Specifically, the minimum exposure for image formation at each of wavelength exceeding 
450 nm and at most 750 nm is preferably larger than the minimum exposure for image formation at a wavelength of 
450 nm (S450). It is particularly preferred that the maximum peak of spectral sensitivity within a wavelength range 
ranging from 390 to 430 nm of the photosensitive layer is the maximum peak of spectral sensitivity within a wavelength 
20 range ranging from 390 to 750 nm. 

[0028] The above photosensitive lithographic printing plate is particularly useful when exposed to laser light having 
an oscillation wavelength of from 400 to 420 nm. 

[0029] The constituency of the photosensitive layer in the photosensitive lithographic printing plate is not particulariy 
limited so long as it satisfies the atx>ve definition. However, preferably a photopolymerizable composition is used which 
25 contains an ethylenic compound and a photopolymerization initiation system (a combination of a sensitizing agent with 
a radical generator), which has an advantage over a silver salt type photosensitive composition In view of handling 
efficiency In waste disposal after development or the like. 

[0030] The photosensitive lithographic printing plate of the second aspect of the present invention is explained below. 
The photosensitive lithographic printing plate is a photosensitive lithographic printing plate containing specific constit- 
30 uents to achieve the physical properties of the photosensitive layer of the photosensitive lithographic printing plate of 
the first aspect of the present invention. 

Ethylenic monomer 

35 [0031] In the present invention, the ethylenic monomer (A) is a compound having a radically-polymerizable ethylenic 
double bond which undergoes addition polymerization by the action of a photopolymerization initiation system, when 
the photosensitive composition is irradiated with active light radiation, and which undergoes crosslinking and curing in 
some cases. It may be a compound having one ethylenic double bond in a molecule, and specifically, it may, for example, 
be an unsaturated carboxyllc acid such as acrylic acid, methacrylic acid (hereinafter (meth)acrylic), crotonic acid, iso- 

40 crotonic acid, maleic acid, itaconic acid or citraconic acid, an alkyl ester thereof, (meth)acrylonttrile, (meth)acrylamlde 
or styrene. However, preferred is a compound having at least two ethylenic double bonds in a molecule from the 
viewpoint of polymerizability, crosslinking properties and the resulting increase in difference in solubility in a developer 
of the exposed portions and non-exposed portions of a photosensitive composition. 

[0032] Suitable ethylenic monomers include (A-1) an ester of an unsaturated cart>oxylic acid with an aliphatic poly- 
45 hydroxyl compound, (A-2) a phosphate containing an acryloyloxy group or a methacryloyloxy group. (A-3) a urethane 
(meth)acrylate or (A-4) an epoxy (meth)acrylate. 

[0033] The ester of an unsaturated carboxyllc acid with an aliphatic polyhydroxyl compound (A-1) may be an ester 
of the ak}ove-mentioned unsaturated cart)oxy!lc acid with an aliphatic polyhydroxyl compound such as ethylene glycol, 
diethylene glycol, trietiiylene glycol, tetraethylene glycol, propylene glycol, ti-imethylene glycol, 1,3-butanediol, tetram- 

50 ethylene glycol, neopentyl glycol, hexamethylene glycol, trimethylolethane, trimethylolpropane. glycerol, pentaerythri- 
tol, dipentaerythritol or sort)ltol. Specific examples of the ester include ethylene glycol di(meth)acrylate, diethylene 
glycol di(meth)acrylate, triethylene glycol dl(meth)acrylate. tetraethylene glycol di(meth)acrylate, propylene glycol dl 
(meth)acrylate. 1,3-butanediol di(meth)acrylate. tetramethylene glycol di(meth)acrylate. neopentyl glycol di(meth)acr- 
ylate. hexamethylene glycol dl(meth)acrylate. trimethylolethane tri(meth)acrylate, tetramethylolethane tri(meth)acr- 

55 yiate. trimethylolpropane tri(meth)acrylate. glycerol di(meth)acrylate, glycerol tii(meth)acrylate. pentaerythritol di(meth) 
acrylate, pentaerythritol tri(meth)acrylate, pentaerythritol tetra(meth)acrylate. dipentaerythritol di(meth)acrylate, dipen- 
taerythritol tetra(meth)acrylate. dipentaerythritol penta(meth)acrylate, dipentaerythritol hexa(meth)acrylate, sorbitol ti-i 
(meth)acrylate, sorbitol tetra(meth)acrytate. sorbitol penta(meth)acrylate and sorbitol hexa(meth)acrytate, and similar 
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crotonates, isocrotonates, maleates. Itaconates and citraconates. 

[0034] The phosphate containing an acryloyloxy group or a methacryloyloxy group (A-2) embodiment is not partic- 
ularly limited so long as it is a phosphate compound having a (meth)acryloyloxy group In its structure. Particularly 
prefenred phosphates are those represented by the following formulas (la) or and (lb): 



wherein R'' is a hydrogen atom or a methyl group, n is an integer ranging from 1 to 25, and m is 1, 2 or 3. 
[0035] Here, n preferably ranges from 1 to 10, particularly preferably from 1 to 4, and specific examples include 
methacryloyloxy ethyl phosphate, bis(methacryloyloxy ethyl )phosphate and methacryloyloxy ethylene glycol phos- 
phate. These compounds may be used alone or as a mixture. 

[0036] The urethane (meth)acrylate (A-3) may, for example, be a urethane (meth)acrylate of a polyisocyanate conv- 

pound such as an aliphatic polyisocyanate such as hexamethylene diisocyanate or trimethylhexamethylene diisocy- 
anate. an alicyclic polyisocyanate such as cyclohexane diisocyanate or isophorone diisocyanate or an aromatic polyiso- 
cyanate such as tolylene diisocyanate, xylylene diisocyanate or diphenyl methane diisocyanate, with an unsaturated 
hydroxyl compound such as hydroxymethyl (meth)acrylate, hydroxyethyl (meth)acrylate, glycerol di(meth)acrylate. 
pentaerythritol trl(meth)acrylate or tetramethylolethane tri(meth)acrylate. Specifically, hexamethylene bis[(meth)acry- 
loyloxy methylurethane], hexamethylene bis[(meth)acryIoyloxy ethylurethane], hexamethylene bis{tris((meth)acryloy- 
loxymethyl] methylurethane} or hexamethylene bis{tris[(meth)acryloyloxymethyl] ethylurethane} may. for example, be 
mentioned. 

[0037] The epoxy (meth)acrylate (A-4) may, for example, be an epoxy (meth)acrylate of a polyepoxy compound such 
as (poiy)ethylene glycol polyglycidyl ether, (poly)propylene glycol polyglycidyl ether, (poly )tetra methylene glycol poly- 
glycidyl ether, (poly)pentamethylene glycol polyglycidyl ether, (poly)neopentyl glycol polyglycidyl ether, (poly)hexam- 
ethylene glycol polyglycidyl ether, (poly)trimethylolpropane polyglycidyl ether. (poly)glycerol polyglycidyl ether or (poly) 
sorbitol polyglycidyl ether, with a hydroxy (meth)acrylate compound such as hydroxymethyl (meth)acrylate or hydrox- 
yethyl (meth)acrylate. 

[0038] Further, another ethylenic monomer may, for example, be an ester of an unsaturated cartjoxylic acid with an 
aromatic polyhydroxyl compound such as hydroquinone di{meth)acrylate, resorcin di(meth)acrylate or pyrogallol tri 
(meth)acfylate, a (meth)acryi hydroxyl compound such as a (meth)acryloyl ethylene oxide addition product of ethylene 
glycol or a (meth)acryioyl diethylene oxide addition product of 2,2-bis(4^hydroxyphenyl)propane. or a condensate of a 
polyhydroxyl compound, an unsaturated carboxylic acid and a polyhydric carboxytic acid; such as a condensate of 
ethylene glycol, (meth)acrylic acid and phthalic acid, a condensate of diethylene glycol, (meth)acrylic acid and maleic 
acid, a condensate of pentaerythritol, (meth)acrylic acid and terephthalic acid, or a condensate of butanediol, glycerol, 
(meth)acrylic acid and adipic acid. Further, an amide of the above-mentioned unsaturated carboxylic acid with an 
aliphatic polyamtne compound such as methylene diamine, ethylene diamine, diethylene triamine or hexamethylene 
diamine, specifically, methylene bis(meth)acrylamide. ethylene bis(meth)acrylamide. diethylene triamine tris(meth)acr- 
ylamide or hexamethylene bis(meth)acrylamide may, for example, be mentioned. 

[0039] A preferred ethylenic monomers is a (meth)acryloyloxy group-containing phosphate, and the content of the 
(meth)acfyloyloxy group-containing phosphate in the photosensitive composition preferably ranges from 1 to 60 wt%, 
particularly preferably from 2 to 40 wt%, based on the entire ethylenic monomer content of the photosensitive layer. 
Within this range, exposure sensitivity and printing resistance of the photosensitive layer tend to improve, and devel- 
oping properties of the composition tend to improve (stain at a non-image portion will decrease). 
[0040] Another prefenred ethylenic monomer is urethane (meth)acrylates, and among the urethane (meth)acrylates, 
a urethane compound (a3) having at least four urethane linkages (-NH-(C=0)-0-] and at least four addition-polymer- 
izable double bonds in one molecule is preferred. The method of producing the urethane compound is not particularly 
limited, but preferably a compound (a1) having at least four active isocyanate groups in one molecule is reacted with 




(la) 




3-m 



(lb) 



EP 1 148 387 A1 



a compound (a2) having at least one hydroxy! group and at least two addition-polymerizable double bonds in one 
molecule, since a urethane linkage can easily be formed by the addition reaction of an isocyanate group (-N=C=0) 
with a hydroxyl group, 

[0041] As to the question of why a composition exhibits improved sensitivity by the addition of the urethane type 
compound (a3) to a composition, the following may be considered. For example, the formation of active urethane 
radicals, because of a chain transfer reaction or photopolymerization of multi-fii notional acrylate groups in the urethane 
type compound (a3), induces a high photo-setting action, and this photo-setting action is increased by the high mo- 
lecular weight of the urethane compound (a3). 

[0042] Compound (a1) having at least four active Isocyanate groups in one molecule may. for example, be a com- 
pound having at least four active isocyanate groups in the molecule which are Introduced by the reaction of a compound 
having at least two alcoholic hydroxyl groups (hereinafter referred to as polyhydric alcohol) with a compound having 
at least two isocyanate groups. Specific examples of compound (a1) are prepared by reacting a compound having at 
least four alcoholic hydroxyl groups in one molecule such as pentaerythritol or polyglycerol with a diisocyanate com- 
pound such as hexamethylene diisocyanate, toluene diisocyanate, isophorone diisocyanate or trimethyl hexamethyl- 
ene diisocyanate; or a compound prepared by reacting a compound containing at least two alcoholic hydroxyl groups 
in one molecule such as ethylene glycol with a compound containing at least three isocyanate groups in one molecule 
such as a biuret compound including Duranate 24A-100. 22A-75PX, 21S-75E and 18H-70B manufactured by Asahi 
Chemical Industry Co.. Ltd. or an adduct compound Including P-301-75E, E-402-90T and E-405-80T manufactured 
by Asahi Chemical Industry Co., Ltd. 

[0043] Further, a compound having at least four isocyanate groups on the average in one molecule may be prepared 
by homopolymerization of an isocyanate of ethyl methacrylate or by copolymerization of the compound with another 
component Specific examples of the compound (a1) having at least four isocyanate groups in one molecule include 
Duranate ME20-100 (trade name, manufactured by Asahi Chemical industry Co., Ltd.) 

[0044] The number of isocyanate groups in compound (a1 ) is preferably at least 6, particularly preferably at least 7. 

If the number of isocyanate groups is less than 4, the sensitivity of the resulting composition tends to be poor. The 
upper limit of isocyanate groups is not particularly limited, but if the number is too high, synthesis tends to be difficult, 
and accordingly the number of isocyanate units is preferably at most 20. The number of the isocyanate groups may 
be adjusted by the number of hydroxyl groups in the polyhydric alcohol, the type of compound having at least two 
isocyanate groups and the blending ratio. 

[0045] The molecular weight of compound (a1 ) is usually at least 500, preferably at least 1 .000. and at most 200,000, 
preferably at most 150.000. If the molecular weight is beyond this range, sensitivity of the photosensitive composition 
tends to decrease. 

[0046] Compound (a2) having at least one hydroxyl group and at least two addition-polymerizable double bonds in 
one molecule, constituting urethane compound (a3). may. for example, be a compound having at least one alcoholic 
hydroxyl group, prepared by esteriftcation of a compound having a plurality of alcoholic hydroxyl groups such as a 
polyhydric alcohol with a compound containing a carboxyl group and a (meth)acryloyl group, i.e. a reaction product 
prepared by reacting the above cart>oxyl group-containing compound in such a proportion that at least one alcoholic 
hydroxyl group remains. More specifically, compound (a2) may be a hydroxyl group-containing multi-functional acrylate 
compound having at least one alcoholic hydroxyl group, which is an ester of a polyhydric alcohol with acrylic acid, such 
as a compound prepared by reaction of 3 mols of acrylic acid with 1 mol of pentaerythritol. a compound prepared by 
reaction of 2 mols of acrylic acid with 1 mol of pentaerythritol. a compound prepared by reaction of 5 mols of acrylic, 
acid with 1 mol of dipentaerythritol. or a compound prepared by reaction of 4 mols of acrylic acid with 1 mol of dipen- 
taerythritol, and specific examples include pentaerythritol triacrylate. pentaerythritol diacirytate, dipentaerythritol diacr- 
ylate, dipentaerythritol triacrylate, dipentaerythritol tetraacrylate and dipentaerythritol pentaacrylate. Such a compound 
may be used alone or as a mixture in a photosensitive composition. 

[0047] Other examples of compound (a2) include the reaction product of a compound containing an epoxy group 
such as glycidyl methyl ether with a compound having at least one carboxyl group and at least one addition-polymer- 
izable double bond; a reaction product of a compound having at least one epoxy group and at least one addition- 
polymerizable double bond with a compound containing at least one carix>xyl group; and a reaction product of a com- 
pound having at least one carboxyl group and at least one addition-polymerizable double bond with a compound having 
at least one epoxy group and at least one addition-polymerizable double bond. An example of such a reaction product 
is the reaction product of glycidyl methacrylate with (meth)acrylic acid. 

[0048] Prefen-ed compounds (a2) are those which have at least three addition-polymerizable double bonds, in view 
of the sensitivity of product photosensitive compositions. 

[0049] The reaction of compound (a1) with compound (a2), i.e. the reaction of the isocyanate group in compound 
(a1) with the hydroxyl group in compound (a2), to prepare the urethane compound (aS), may be conducted in accord- 
ance with a known method. Specifically, the isocyanate group in compound (a1) and the hydroxyl group in compound 
(a2) are reacted in a proportion of 1/10 to 10. For example, both compounds can be dissoh^ed in an organic solvent 
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such as toluene or ethyl acetate, followed by heating the solution at a temperature ranging from 10 to 150°C for 5 
minutes to 30 hours. Another suitable method requires the addition of a catalyst such as n-butyl tin dilaurate in a 
required amount to a solution of the reactants. Still another method is to first dilute compound (a2) in a proper organic 
solvent and then dropwise add compound (a1) thereto. Yet another satisfactory method is the reverse 
s [0050] The molecular weight of urethane compound (a3) is preferably at least 600. If it Is at most 600. the layer 
corisisting of the photosensitive composition (non-cured film) tends to exhibit poor fastness. On the other hand, the 
upper limit Is not particularly limited, but it is preferably at most 150.000 in view of ease of synthesis and availability. 
The molecular weight may be adjusted on the basis of the types of compounds (a1 ) and (a2) and the degree of ester- 
ification. 

10 [0051] Urethane compound (aS) has at least four addition-polymerizable double bonds in view of the desired sensH 
tivity of the product photosensitive composition, but it has more preferably at least six, particularly preferably at least 
eight, double bonds. 

[0052] The urethane type compound (aS) may be used alone or as a mixture. Particularly when the material of the 
urethane compound is a mixture, the urethane compound (a3) is used as a mixture of reaction products. 

15 [0053] In the production of urethane compound (a3), a functional group other than the addition-polymerizable double 
bond may be introduced into the molecule for the purpose of controlling various properties of the photosensitive com- 
position. For example, a compound (a4) having a hydroxy! group and a carboxyl group In one molecule in combination 
with compound (a2) may be reacted with compound (a1 ) to prepare a compound having at least four urethane linkages, 
at least four addition-polymerizable double bonds and a carboxyl group in one molecule. 

20 [0054] More specifically, a compound (a1 ') having at least four isocyanate groups in one molecule, a compound (a2*) 
having one hydroxyl group and two addition-polymerizable double bonds in one molecule and a compound (a4') having 
one hydroxy! group and one cart>oxyl group in one molecule may be reacted at a molar ratio of a1':a2*:a4' of 1:3:1 to 
produce a compound (a3') having four urethane linkages, and six double bonds and one carboxyl group on the average, 
in one molecule. 

25 [0055] As the compound (a4) for reaction with compound (a1) in combination with compound (a2) (the compound 
having a hydroxyl group and a carboxyl group in one molecule), specifically, an aliphatic carboxyl ic acid having a 
hydroxyl group, such as 2-hydroxyoctanic acid, 2-hydroxyhexanoic acid. 2-hydroxydecanoic acid, 3-hydroxyoctanoic 
acid or 8-hydroxyoctanoic acid, is preferred, and a C4.20 carboxylic acid having a hydroxyl group at the a-position of 
the carboxylic acid is. particularly preferred. As the urethane compound (a3), prefenred is a urethane compound rep- 

30 resented by the followir^ formula (II): 



35 




40 wherein x is an integer ranging from 4 to 20, y is an integer ranging from 0 to 15, z is an integer ranging from 1 to 15, 
Ra is a group having a repeating unit derived from alkyleneoxy or aryleneoxy, and having from 4 to 20 oxy groups 
which are capable of combining with Rb, each of Rb and Rc which are independent of each other, is a C^.^q alkylene 
group, and Rd is ari organic residue having firom one to ten (meth)acrylic group, provided that each of Ra. Rb, Rc and 
Rd which are independent of one another, may have a substituent. 

45 [0056] The alkyleneoxy group which is present in the repeating unit in Ra, may be an alkyleneoxy residue of, e.g. 
glycerol, pentaerythritol or propylene triol, and the aryleneoxy group which is present in the repeating unit in Ra. may 
be a phenoxy residue of, e.g. pyrogallol or 1,3,5-benzene triol. 

[0057] It is preferred that x be an integer ranging firom 4 to 1 5, y be an integer ranging from 1 to 10, z be an integer 
ranging from 1 to 10, each of Ra and Rc which are independent of each other. Is a C1.5 alkylene group, and Rd is an 
so organic residue having from one to seven (meth)acrylic groups. 
[0058] More preferably, Ra is 



55 
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O 



wherein k is from 2 to 10, each of Rb and Rc, which are independent of each other, is -C2^4'» -CH2-C(CH3)- or-CaHg-, 
and Rd is 



[0059] The compounding ratio of urethane compound (a3) ranges from 0.5 to 50 parts by weight, preferably from 1 
to 40 parts by weight, more preferably from 2 to 30 parts by weight, based on 100 parts by weight of the ethylenic 
monomer. 

Photopoiymerization initiation system 

[0060] The photopoiymerization initiation system usually contains a radical generator (C) and a sensitizing agent (B) 
and further contains a hydrogen-donor compound as a polymerization accelerator as the case requires. The radical 
generator (C) is a compound which receives light excitation energy from the sensitizing agent (B) when the sensitizing 
agent is irradiated with active light radiation, generates active radicals by the absorbed energy, and causes the above 
ethylenic monomer to undergo polymerization. The components of the photosensitive layer of the photosensitive lith* 
ographic printing plate of the second aspect of the present invention comprise a hexaarylbiimidazole compound or a 
titanocene compound as the radical generator (C), and a dialkylaminobenzene compound as the sensitizing agent (B). 
[0061] The hexaarylbiimidazole compound may be a dimer of an imidazole compound having three aryi groups which 
generates radicals directly by exposure to a laser ranging in wavelength from 390 to 430 nm or by interaction with the 
copresent sensitizing agent. The hexaarylbiimidazole compound may. for example, be a hexaarylbiimidazole com- 
pound as disclosed in, e.g. JP-B-45-37377, JP-A-47-2528 or JP-A-54-1 5529, and specifically, it may, for example, be 
2,2'-bis(o-chlorophenyl)-4.4\5,5-tetraphenyl biimidazole, 2,2'-bls(o-chlorophenyl)-4.4',5,5'-tetra{p-methoxyphenyl)bi- 
imidazole, 2,2'-bis(o-chlorophenylH.4',5,5'-tetra{p-methylphenyl)biimidazole, 2,2'-bis(o-chlorophenyl)-4.4',5,5'-tetra 
(p-ethoxycarbonylphenyl)biimidazole, 2,2'-bis(o-chlorophenyl)-4.4',5,5'-tetra(p-fluorophenyl)biimidazole, 2,2'-bis(o- 
bromophenyl)-4*4\5,5'-tetra(p-iodophenyl)biimidazole, 2,2'-bis(o-chlorophenyl)-4t4*.5,5-tetra(p-chIoronaphthyt)biiml- 
dazole, 2.2-bis(o-chIorophenyl)-4.4',5,5'-tetra(p-chlorophenyl)biimidazole, 2.2'-bis(o-bromophenyl)-4.4\5,5'-tetra(p- 
chlor-p-methoxyphenyl)biimidazole, 2.2*-bis(o-chlorophenyl)-4»4*,5,5-tetra(o,p-dichIorophenyl)biimidazole, 2,2'-bis(o- 
chlorophenyl)-4.4',5.5-tetra(o.p-dibromophenyl)biimidazole. 2.2'-bis(o-bromophenyl)-4.4',5,5'-tetra(o.p-dichlorophe- 




Q Q ' Q 



— 0-CH2-CH<CH2-0-Q)2 



(wherein Q is 



"C"-CH=CH2 ) • 
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nyl)bilmicla20le, or 2,Z-bis(o.p<llchIoropheny1H.4\5.5'4etra(o,pKiichlorophenyt)biimidazole. Of these compounds, 
preferred is a hexaphenylblimidazoie compound. A particularty preferred hexaphenylbiimidazole compound is one 
which has the ortho-positions of the benzene rings at the 2,2*-positions on the imidazole rings substituted by halogen, 
and still more preferred is one which in addition has the benzene rings at the 4.4',5.5'-positions on the imidazole rings 
not substituted, substituted by halogen or substituted by alkoxycart)onyt. 

[0062] Such a hexaarylbiimidazole may be used in combination with various biimidazoles as the case requires. The 
biimidazoles can easily be synthesized by the method disclosed in Bull. Chem. Soc. Japan. 33.565 (1960) or J. Org. 
Chem. 36t16]2262 (1971). 

[0063] Suitable titanocene compounds include titanium compounds having a dicyclopentadienyl structure and a bi- 
phenyi structure, such as dicydopentadienyf titanium dichloride, dicyclopentadienyl titanium bisphenyl, dicyclopenta- 
dienyltitanium bis(2,4-difluorophenyl), dicyclopentadienyl titanium bis(2,6-difluorophenyl), dicydopentadienyf titanium 
bis(2, 4, 6-trifluorophenyl). dicydopentadienyf titanium bis(2,3,5,6-tetrafIuorophenyl). dicydopentadienyl titanium bis 
(2.3,4.5,6-pentafluorophenyl). di(methy!cyclopentadienyl) titanium bis (2,6-difluorophenyl), di(methyicyclopentadienyl) 
titanium bis(2.3,4,5.6-pentafluorophenyl) or dicyclopentadienyl titanium bis[2,6-difluoro-3-(1-pyrrolyl)phenyl], may, for 
example, be mentioned, and a preferred compound is one having the o-positions of the biphenyl ring replaced with a 
halogen atom. 

[0064] Further, it is possible to use, as a radical generator, the above hexaarylbiimidazole compound and the ti- 
tanocene compound in combination. 

[0065] The dialkylaminobenzene type compound which is used as the sensitizing agent (B) may have any optional 
substrtuent so long as it Is a compound which has a dialkylaminobenzene structure, absorbs light having a wavelength 
ranging from 390 to 430 nm, and efficiently generates radicals from the radical generator by interaction with the radical 
generator. Preferred is a dialkylaminobenzophenone compound, a dialkylaminobenzene compound having an aromatic 
heterocyclic group as a substituent on the carbon atom at the p-position relative to the amino group on the benzene 
ring, or a compound having a nitrogen-containing heterocydic structure formed by linkage of the alkyt groups consti- 
tuting the dialkylamino group in said compound and/or by linkage of said alkyt group with the cariion atom on the 
benzene ring adjacent to the carbon atom to which the amino group is bonded. Here, the amino groups constituting 
the dialkylamino group may be the same or different, and have a cariDon number preferably ranging from 1 to 6. 
[0066] Of these compounds, particulariy preferred are dialkylaminobenzene compounds represented by the following 
fomiulae (Ufa) and (Illb): 



wherein each of R2 to R5, which are independent of one another, is a C^^ alkyi group, and each of to R^ is a 
hydrogen atom or a C^^ alkyI group, provided that R2 and R^, R* and R^, R2 and R®, R3 and R^, R^ and R®, or RS and . 
R^, may be bonded to each other to form a ring; 



wherein each of and R^\ which are independent of each other, is a C^^ alkyl group, each of R^^ and R^* which 
are independent of each other, is a hydrogen atom or a C^^ alkyl group, Y is a sulfur atom, an oxygen atom, dialkyl- 
methylene or -N(R15).^ and R^5 jg g hydrogen atom or a C^^ alkyl group, provided that R^o and R1^ R^o and R^^^ or 
R^^ and R^^, may be lx>nded to each other to form a ring. Here, the carbon number of each alkyl group in the dialkyi- 




(Ilia) 



R 



,13 
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methylene ranges from 1 to 6, preferably 1 . 

[0067] In a case where a pair of two of to R""^ is bonded to form a ring, preferred Is a 5- or 6-membered ring, and 
particulariy prefenred Is a &-membered ring. 

[0068] Suitable compounds represented by formula (Ilia), Include 4,4'-dimethylaminobenzophenone, 4,4'-dlethyl- 
aminobenzophenone and the following compounds: 




HO OH 



[0069] The compound having formula (lllb) may be 2-(p-dimethylaminophenyl)benzooxazole, 2-(p-diethylaminophe- 
nyl)benzooxazole, 2'(p-dimethylaminophenyl)benzo[4,5]benzooxazole, 2<(p-dimethylaminophenyi)benzo[6,7]ben- 
zooxazole, 2,5-bis(p^iethyIaminopheny1)1 ,3.4-oxazote, 2-(p-dimethylaminophenyl)benzothiazole, 2-(p-diethylami- 
nophenyl)benzothiazole, 2-(p-dimethylaminophenyl)benzimidazole. 2-(p-diethylamlnophenyl)benzimidazole or the fol- 
lowing compound: 




[0070] As a dialkylaminobenzene compound other than those of the formulae (Ilia) and (lllb), 2,5-bls(p-dlethylamH 
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nophenyl)1,3,4-thiadlazo!e. (p-dlmethylaminophenyl)pyridrne, (p-cIiethylam{nophenyl)pyridine, 2-(p-dimethylami- 
nophenyl) quinoline, 2-(p-diethylaminophenyl)quinoline, 2-(p-dimethylaminophenyl)pyrimidine or 2-(p-<jiethyIanfii- 
nophenyl)pyrimldrne may, for example, be mentioned. 

[0071 ] Here, in view of the important factor of the handling efficiency of a photosensitive composition under a yellow 
lamp, particularly in order that the ratio of S410/S450 is at most 0.1, preferred is a photopolymerization initiation system 
consisting of a combination of the hexaaryibiimtdazole compound as the radical generator (C) with the dialkylami- 
nobenzene compound as the sensitizing agent (B). 

[0072] Further, the photosensitive composition of the present invention, which is to be exposed to violaceous light, 
preferably contains a hydrogen-donor compound component as a polymerization accelerator in addition to the above 
components, for the purpose of improving photopolymerization initiation performance. 

[0073] Specific examples of the hydrogen-donor compound include compounds having a mercapto group such as 
2-mercaptobenzothiazole, 2-mercaptobenzimidazole, 2-mercaptobenzoxazole and 3-mercapto-1 ,2,4-triazole, N,N-di- 
alkyl benzoic alkyi ester, N-aryl-a-amino acids, their salts and esters such as N-phenylglycine, salts of N-phenylglycine, 
and alkyl esters of N-phenylgiycine such as N-phenylglycine ethyl ester and N-phenylglycine benzyl ester, and com- 
pounds represented by the following formula (IV) : 



wherein R^^ is a hydrogen atom or an alkyl group which may have a substituent, R^^ is a hydrogen atom, an alkyl 
group which may have a substituent, a vinyl group which may have a substituent, an aryl group which may have a 
substituent, a (meth)acryloyl group which may have a substituent, an aryl group which may have a substituent or an 
aromatic heterocyclic group which may have a substituent, and the benzene ring of the compound may have a sub- 
stituent, and p is a integer ranging from 2 to 10. 

[0074] The photosensitive lithographic printing plate of the present invention preferably contains a polymer binder 
in addition to the above components in the photosensitive layer, for the purpose of improving, e.g. development prop- 
erties or coating properties, when the photosensitive layer is coated on a substrate. 

[0075] Specific examples of the polymer binder include homopolymers and copolymers of, e.g. (meth)acrylic acid, 
(meth)acrylic ester, (meth)acrylamide, maleic acid, {meth)acrylonitrile, styrene, vinyl acetate, vinylidene chloride and 
maleimide, and polyethylene oxide, polyvinyl pyrrolidone, polyamide, polyurethane, polyester, polyether, polyethylene 
terephthalate, acetyl cellulose and polyvinyl butyral. 

[0076] Of these binder materials, prefen-ed is a copolymer containing carboxyl groups In its molecule and containing, 
as copolymerizable components, (meth)acrylic acid and at least one (meth)acrytate which may be substituted, such 
as methyl (meth)acrylate, ethyl (meth)acrylate. propyl (meth)acrylate, butyl (meth)acrylate, 2-ethylhexyl (meth)acrylate, 
hydroxyethyl (meth)acrylate or benzyl (meth)acrylate (hereinafter referred to as "cariaoxyl group-containing copoly- 
mer"). 

[0077] The acid value of the cart^oxyl group-containing polymer binder preferably ranges from 10 to 250 KOH mg/ 
g. and the weight average molecular weight calculated as polystyrene (hereinafter referred to simply as Mw) preferably 
ranges from 5,000 to 1,000.000. more preferably firom 10,000 to 500,000. Such a polymer binder preferably has un- 
saturated bonds In its side chains, and a resin obtained by reacting a compound having both epoxy group and unsatu- 
rated group with the above carboxyl group-containing copolymer may be mentioned. 

[0078] Suitable compounds having both an epoxy group and an unsaturated group include aliphatic epoxy group- 
containing unsaturated compounds such as allyl glycidyl ether, glycidyl (meth)acrylate, a-ethylglycidyl (meth)acrylate, 
glycidyl crotonate, glycidyl isocrotonate, crotonyl glycidyl ether, monoalkyi monoglycidyl itaconate, monoalkyi monogly- 
cidyl fumarate or monoalkyi monoglycidyl maleate, or 3,4-epoxycyclohexylmethyl (meth)acrylate. Of these compounds, 
prefened is allyl glycidyl ether, glycidyl (meth)acrylate or 3,4-epoxycyclohexylmethyl (meth)acrylate, and more pre- 
fenred is 3,4-epoxycydohexylmethyl (meth)acrylate. 

[0079] Also preferred is a compound having the structural unit (monomer unit) represented by the following formula 




16 



(V): 
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(V) 



HO 



wherein Re is a hydrogen atom or a methyl group. 

[0080] Of thQ at)ove-mentioned resins having both cart>oxyl groups and double t>onds in their side chains, a preferred 
molecular weight, Mw ranges from 10,000 to 1,000,000, preferably from 20,000 to 500,000. Further, prefen-ed is a 
resin having from 1 to 50, preferably from 5 to 40 units of double bonds introduced into the side chains based on 100 
monomer units of the main chain. 

[0081] The photosensitive lithographic printing plate of the present invention preferably contains, in the photosensi- 
tive layer, an amine compound having a pKb (dissociation constant) of at most 7 at 25°C or an amino compound having 
an atomic group [N-CH2] in its molecule, for the purpose of improving sensitivity to laser light having a wavelength 
within a range ranging from 390 to 430 nm. The photosensitive lithographic printing plate more preferably contains, in 
the photosensitive layer, an amine compound having a pKb of at most 7 at 25*^0 and has the group [N-CH2] in its 
molecule. 

[0082] The amine compound may be any one of aliphatic, alicydic and aromatic amines so long as the above con- 
ditions are satisfied, and the hydrocarit)on group in said amine may have a substituent. Further, the amine compound 
Is not limited to a monoamine, since it may be a polyamine such as a diamine or a triamlne, and it may be a primary 
amine, a secondary amine or a tertiary amine. However, in view of pKb values, an aliphatic amine having a hydrocartx>n 
group which may have a substituent is, much preferred and a tertiary amine is particularty preferred. 
[0083] The pKb value of the amine is preferably at most 5. Further, the lower limit of the pKb value is preferably at 
least 3. Further, an amine having the group [CH2-N-CH2] in its molecule is more preferred. 

[0084] Specifically, an aliphatic amine which may be replaced with a hydroxyl group or a phenyl group, such as 
butylamine, dibutylamine, tributylamine, amytamine, diamylamine, triamylamine, hexylamine. dihexylamine, trihexy- 
lamine, benzylamine, dibenzylamine, tribenzylamine, triethanolamine, allytamine, diallylamine or triallylamine, may be 
mentioned. 

[0085] As the amine compound for use in the present invention, since it practically has to remain in the photosensitive 
layer when the photosensitive layer is coated and dried . and since it has to be used without presenting any problems 
in handling such as odor, a preferred amine compound is one which has a boiling point of at least SO^'C under nonmal 
pressure, and particulariy preferred is one which has a boiling point of at least 150°C and which is solid at room 
temperature (25°C).. Further, a triaralkyi amine is preferred since it does not decrease the dispersibility of the coloring 
pigment. From this viewpoint, and taking availability into consideration, tribenzylamine is a particularty preferred ex- 
ample. 

[0086] The reasons for improvement in sensitivity as a result of addition of the amine are believed to be as follows. 

(1) The formation of active amino radicals by a chain transfer reaction of an amine with radicals generated in the 
photopolymerization initiation mechanism or polyacrytate radicals formed by photopolymerization of an acrylate 
monomer by the action of the radicals. 

(2) In a sensitizing step by electron transfer from a light excitation sensitizing agent to a radical generator, the 
sensitizing agent cation and radical generator anion are formed, but in general, a reverse electron transfer to the 
pigment cation deactivates the radical generator anion. The amine transfers electron to the sensitizing agent cation 
and changes the cation to a neutral sensitizing agent, and It thereby suppresses the reverse electron transfer, 
increases decomposition efficiency of the radical generator anion, and increases the radical generation effect. 

(3) The amine significantly increases the elution rate particularly of the non-image portion or a photosensitive layer 
in an inadequately cured state to an alkali developer at the time of alkali development, and it thereby prevents loss 
of the photo-set photosensitive layer and increases sensitivity. 

[0087] For the photosensitive layer of the photosensitive lithographic printing plate of the second aspect of the present 
invention, a combination of the above ethylenic monomer, the hexaaiylbiimidazole compound (radical generator) and 
the dialkylaminobenzene compound (sensitizing agent), as the photopolymerization initiation system, or a combination 
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of the above ethyienic monomer, the titanocene compound (radical generator) and the diall^aminobenzene compound 
(sensitizing agent) is essential. The compounding ratio of each component of the composition, based on 100 parts by 
weight of the ethytenic monomer, is such that the amount of the hexaarylblimidazole compound preferably ranges from 
5 to 60 parts by weight, more preferably from 15 to 40 parts by weight, the amount ofthe titanocene compound preferably 

5 ranges from 1 to 30 parts by weight, more preferably from 5 to 20 parts by weight, and the amount of the dialkylami- 
nobenzene compound preferably ranges from 1 to 30 parts by weight, more preferably from 5 to 20 parts by weight 
Further, the compositional ratio ofthe sensitizing agent to the radical generator is such that the dialkytaminobenzene 
compound preferably ranges from 0.1 to 5 parts by weight, more preferably from 0.2 to 3 parts by weight, based on 1 
part by weight of the hexaarylbiimidazole compound, and the dialkylaminobenzene compound ranges from 0.5 to 6 

10 parts by weight, more preferably from 0.5 to 1 .8 parts by weight, based on 1 part by weight of the titanocene compound. 
[0088] Further, in the case where the polymerization accelerator (hydrogen-donor compound) is incorporated in the 
composition for the purpose of improving photopolymerization initiation perfomnance, it is incorporated in an amount 
preferably ranging from 1 to 50 parts by weight, more preferably from 10 to 40 parts by weight, based on 100 parts by 
weight ofthe ethyienic monomer component. 

15 [0089] Further, in the case where the polymer binder is incorporated in the composition, it is incorporated in an 
amount preferably ranging from 50 to 500 parts by weight, more preferably from 70 to 200 parts by weight, based on 
1 00 parts by weight of the ethyienic monomer. 

[0090] The photosensitive layer of the lithographic printing plate to be used in the present invention may contain 
another substance depending upon the purpose for its use. For example, a coating property-Improving agent such as 

20 a nonionic, anionic, cationic or fluorine type surface active agent; a thermal polymerization inhibitor such as hydroqui- 
none, p-methoxyphenol or 2,6-di-t-butyl-p-cresol; a coloring pigment of an organic or inorganic dye or pigment (which 
is different from the at>ove sensitizing agent, which is substantially incompatible with a coating solvent or a photosen- 
sitive layer component, and which has no sensitizing function): a plasticizer such as dioctyl phthalate, didodecylphtha- 
late or tricresyl phosphate; a sensitivity properties-improving agent such as a tertiary amine or a thiol; or another additive 

25 such as a pigment precursor, an antifoaming agent, a visible image-imparting agent, an adhesion-improving agent, a 
development property-improving agent or an ultraviolet absorber, may be added. 

[0091] With respect to preferred amounts of the above additives based on 1 00 parts by weight of the ethyienic mon- 
omer, the thermal polymerization inhibitor is at most 2 parts by weight, the coloring pigment is at most 20 parts by 
weight, the plasticizer is at most 40 parts by weight, the pigment precursor is at most 30 parts by weight, and the 
30 surface active agent is at most 10 parts by weight. 

[0092] Particularly, if the content of the coloring pigment is too high, the performance of the present invention may 
be inadequate. Accordingly, the content of the coloring pigment is preferably at most 20 wt% of the photosensitive 
composition. 

[0093] The above photosensitive composition is diluted with a proper solvent, and coated and dried on a support to 

35 form the photosensitive layer. . 

[0094] The support which is used in the present invention may be a ny of the conventional ones used for photosensitive 
lithographic printing plates, and it may, for example, be a metal plate of, e.g.. aluminum, zinc, iron, copper or an alloy 
thereof, a metal plate having chromium, zinc, copper, nickel, aluminum, iron or the like plated or vapor-deposited 
thereon, a paper sheet, a plastic film, a glass sheet, a resin-coated paper sheet, a paper sheet having a metal foil such 

40 as an aluminum foil bonded thereto, or a plastic film having hydrophilic treatment applied thereto. Among them, pre- 
ferred is a plate of aluminum or an aluminum alloy (hereinafter refen-ed to as an aluminum support). 
[0095] The thickness of the aluminum support is usually ranges firom about 0.01 to about 10 mm, preferably from 
abouX 0.05 to about 1 mm. 

[0096] The surface on at least the photosensitive layer composition side of the aluminum support is subjected to 
45 surface roughening, and then an anodic oxidation treatment is conducted. A degreasing treatment, a sealing treatment, 
an undercoating treatment or the like may further be conducted as the case requires. A degreasing treatment is con- 
ducted usually before the surface roughening, and the degreasing treatment is conducted in accordance with a con- 
ventional method such as wiping, soaking or steam-washing the support with a solvent, by soaking or spraying the 
support with an aqueous alkali solution, followed by neutralization with an aqueous acid solution, or by soaking or 
50 spraying the support with a surface active agent. Surface roughening may be accomplished by a known such as brush 
polishing, ball polishing, electrolytic etching, chemical etching, liquid honing or sand blasting, or a combination thereof. 
Prefen'ed is brush polishing, ball polishing, electrolytic etching, chemical etching or liquid honing. 
[0097] The aluminum plate which is surface is further subjected to a desmutting treatment with an aqueous acid or 
alkali solution as the case requires. 
55 [0098] The desmutting treatment is conducted by soaking the plate in an aqueous solution of an acid such as sulfuric 
acid, nitric acid, hydrochloric acid, phosphoric acid or chromic acid, or in an aqueous solution of an alkali such as 
sodium hydroxide, potassium hydroxide, sodium metasilicate, sodium phosphate, sodium pyrophosphate, potassium 
phosphate or sodium aluminate, or by spraying aqueous solutions onto the plate. The aluminum plate thus obtained 
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is usually subjected to an anodic oxidation treatment, particularly preferably a treatment with an electrolytic solution 
containing sulfuric acid. The method of anodic oxidation treatment with an electrolytic solution containing sulfuric acid 
may be conducted in accordance a known method such as disclosed in JP-A-58-213894. Specifically, it is conducted, 
for example, at a sulfuric acid content ranging from 5 to 50 wt%, preferably from 1 5 to 30 wt%. at a temperature ranging 

5 from about 5 to about SO^'C, preferably from 15 to SS^'C, at a current density ranging from 1 to 60 A/dm^ for from about 
5 to about 60 seconds. Further, as the case requires, the substrate surface may be fa-eated with hot water or with an 
alkali silicate such as a silicate of soda, or by soaking the plate in an aqueous solution containing an aqueous polymer 
compound such as polyvinyl phosphonic acid or a resin having a cationic quaternary ammonium group. The thickness 
of the aluminum support usually from 0.01 to 10 mm. preferably from about 0.05 to about 1 mm, and with respect to 

10 the surface roughness, the average roughness Ra as stipulated in JIS B0601 usually ranges from 0.3 to 1.0 ^m, 
preferably from about 0.4 to about 0.8 pin. 

[0099] The photosensitive lithographs printing plate used in the present invention is exposed by means of a laser 
light relatively low exposure. Accordingly, it is effective to leave smut on the surface of tiie subsfrate so as to increase 
the adhesion of the photosensitive composition, within a range not influence such as staining during printing or impairing 
ts development properties. The resklual amount of the smut preferably ranges from 0.3 to 0.5, more preferably from 0.32 
to 0.45. as by the reflection density on the surface the photosensitive composition side. When the reflection ratio is 
within the above range, printing resistance will improve. 

[0100] Further, in the case where the desmutting freatment is conducted, it is preferred to control the desmutting 
conditions so that 0.01^D-E^0.1. where D is the reflection density on the surface at the photosensitive composition 

20 side immediately after tiie surface roughening treatment, and E is the reflection density on the surface the photosen- 
sitive composition side after the anodic oxidation freatment. More preferably, 0.01^D-E^0.08. 
[0101] The reflection density is measured by means of a reflection densitometer visual mode without using a filter. 
The desmutting of a surface may be performed by soaking the subsfrate in an aqueous NaOH solution at a concenfration 
preferably ranging from 0.1 to 4 wt%. at a liquid temperature ranging from about 5 to about 30°C for from about 1 to 

25 about 10 seconds, depending on the state of the surface roughening and the aqueous alkali solution used. 

[0102] The photosensitive composition may be coated on a surface by a known method such as by dip coating, 
coating by means of a rod, spinner coating, spray coating or roll coating. The amount coated ranges from 0.5 to 5 g/ 
m2. Here, the temperature for drying ranges from about 30 to about 150°C, preferably from about 40 to about 110**C, 
and the drying time ranges from about 5 seconds to about 60 minutes, preferably from about 10 seconds to about 30 

30 minutes. 

[0103] A protective layer (oxygen-shielding layer) is provided on the photosensitive layer in order to prevent polym- 
erization inhibition due to the presence of oxygen. Speciflc examples of protective layers are those formed from water- 
soluble polymers such as a polyvinyl alcohol, polyvinyl pyn'olidone. polyethylene oxide and cellulose. Among them, 
prefenred is a polyvinyl alcohol having high oxygen gas barrier properties. It is also preferred to use a polyvinyl alcohol 

35 and polyvinyl pyn^olidone in combination, and in this case, preferably from 1 to 20 parts by weight, more preferably 
from 3 to 15 parts by weight, of polyvinyl pyrrolidone is used based on 100 parts by weight of the polyvinyl alcohol. 
[0104] The photosensitive lithographic printing plate of the present invention may be formed in a manner such that 
the photosensitive layer of a photosensitive composition having a maximum peak of spectral sensitivity outside the 
wavelength range from 370 to 430 nm , then a protective layer transmission of light is formed on the photosensitive 

40 layer so as to form, for example, a layer made of a photosensitive composition having a maximum peak of spectral 
sensitivity within a wavelength range ranging from 430 to 460 nm, and on photosensitive layer, a protective layer 
showing absorption within a range ranging from 430 to 500 nm is formed, so that the maximum peak of spectral sen- 
sitivity is within a wavelength range ranging from 400 to 420 nm, and the absolute sensitivity is at most 100 fU/cm^ at 
a wavelength of 410 nm resultingly. 

45 [01 05] A prefen-ed aspect of the invention is that the photosensitive composition which constitijtes the photosensitive 
layer in the above case, is one in which the polymerization initiation system is changed, specifically to a combination 
of the above titanocene compound with a coumarin compound, coumarin pigments as disclosed in e.g. JP-A-6-301208, 
JP-A-8-146605, JP-A-8-211605, JP-A-8-129258 or JP-A-8-1 29259 . The coumarin pigment is a pigment which has the 
following skeleton in its stiticture. 

50 



55 




[0106] In the case of forming a photosensitive layer using a photosensitive composition which undergoes photo- 
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radical polymerization, an oxygen-shielding layer Is preferably formed on the photosensitive layer as mentioned above 
so as to prevent radical polymerization inhibition due to the action of oxygen, and it is possible to employ the oxygen- 
shielding layer as a protective layer and to adjust the components in the protective layer to adjust the maximum peak 
of spectral sensitivity as photosensitive lithographic printing plate to within a wavelength range ranging from 400 to 
5 440 nm. The protective layer may contain a water-soluble polymer similar to one In the above oxygen-shielding layer 
as the main component, and contains a compound which absoriss light having the above desired wavelength. 
[0107] The third aspect of the invention of making a printing plate using the photosensithfe lithographs printing plate 
of the present invention is as follows. 

[0108] In order to prepare the printing plate of the present invention, the lithographic printing plate of the invention 
10 is exposed by means of a laser having a wavelength ranging from 390 to 430 nm, followed by development to remove 
non-exposed portions of the photosensitive layer to form an image. 

[0109] The source of light for image fonmation is not particulariy limited long as it Is laser light having an oscillation 
wavelength ranging from 390 to 430 nm. Preferred is laser light having an oscillation wavelength ranging from 400 to 
420 nm, and particulariy advantageous Is an indium gallium nitride semiconductor laser emitting light having a wave- 
rs length in the vicinity of 410 nm. 

[01 1 0] Exposure of the photosensitive lithographic printing plate is conducted by employing a laser beam having an 
oscillation wavelength ranging from 390 to 430 nm, preferably from 400 to 420 nm, as a beam spot having a diameter 
ranging from 2 to 30 \un, preferably from 4 to 20 fim, at an output light intensity of the laser ranging from 1 to 100 mW. 
preferably from 3 to 70 mW, and by moving the beam spot at a scanning rate ranging fi'om 50 to 500 m/s. preferably 
20 from 100 to 400 m/s. 

[01 1 1] Image-exposure is conducted so that exposure of the photosensitive lithographic printing plate (printing plate 
exposure) to laser light is at most 100 pJ/cm^, preferably at most 50 nJ/cm^. The lower limit Is preferably as low as 
possible, but is usually at least 1 nJ/cm^, and is practically at least 5 ^J/cm2. 

[01 1 2] Further, the higher the scanning density upon exposure, the greater the high-definition image formation. Ac- 

25 cordingly, the scanning density is preferably at least 2,000 dpi, more preferably at least 4,000 dpi. 

[0113] The photosensitive lithographic printing plate of the present invention is image-exposed by means of the 
above light source, followed by development of the Image with an aqueous developer consisting mainly of water , 
preferably with an aqueous solution containing a surface active agent and an alkali component. 
[01 1 4] The aqueous solution may further contain an organic solvent or a buffering agent. A preferred buffering agent 

30 is an alkali component such as an inorganic alkali such as sodium silicate, potassium silk:ate, sodium hydroxide, po- 
tassium hydroxide, lithium hydroxide, tribasic sodium phosphate, dibasic sodium phosphate, sodium carbonate, po- 
tassium carbonate and sodium bicart)onate, an organic amine compound such as trimethytamine, diethylamine, iso- 
propytamine, n-butylamine, monoethanolamine, diethanolamine and triethanolamine. These compounds may be used 
alone or in combination. The pH of the alkali developer usually ranges from about 9 to about 14, preferably from 11 to 14. 

35 [0115] Surface active agents inciude a nonionic surface active agent such as a polyoxyethylene alkyi ether, a poly- 
oxyethylene alkyI aryl ether, a polyoxyethylene alkyl ester, a sorbitan alkyI ester or a monoglyceride alkyI ester, an 
anionic surface active agent such as an alkyl benzene sulfonate, an alkyl naphthalene sulfonate, an alkyl sulfate, an 
alkyl sulfonate or a sulfosuccinate, or an ampholytic surface active agent such as an alkyl betalne or an amino add. 
Further, suitable organic solvents include isopropyl alcohol, benzyl alcohol, ethyl cellosolve, butyl cellosolve, phenyl 

40 cellosolve, propylene glycol and diacetone alcohol. 

[01 16] The method of development employed is not particulariy limited, and may be conducted by soaking and shak- 
ing the plate in a developer, physically removing non-image portions which is at the point of being dissolved in a 
developer by means of e.g. a brush, or spraying a developer onto the plate so as to remove non-image portions. The 
time for development is selected depending upon the above method used so that the non-image portions can ade- 

45 quately be removed, and is optionally selected within a range of 5 seconds to 10 minutes. 

[0117] After the development, the plate may be subjected to a hydrophllic treatment by means of, e.g., gum arable 
optionally applied to the printing plate as the case requires. Further, the oxygen-shielding layer may be initially washed 
with water before development as the case requires. 

[01 1 8] Having now generally described this invention, a further understanding can be obtained by reference to certain 
50 specific examples which are provided herein for purposes of illustration only and are not intended to be limiting unless 
othenvise specified. 

Preparation of an aluminum support (1) 

55 [0119] An aluminum plate having a thickness of 0.3 mm was degreased with a 3 wt% aqueous sodium hydroxide 
solution, subjected to electrolytic etching in a hydrochloric acid bath of 11.5 g/l at 25''C at a cunrent density of 80 A/ 
dm^ for 11 seconds, and washed with water. Then, the plate was subjected to anodk; oxidation in a sulfuric acid bath 
of 30 wt% at 30°C at 11.5 A/dm^ for 15 seconds, washed with water and dried to prepare an aluminum plate as a 
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lithographic printing plate (hereinafter referred to simply as support (1 )). 
Preparation of an aluminum support (2) 

[0120] An aluminum plate (thickness: 0.24 mm) was degreased with a 3 wt% aqueous sodium hydroxide solution, 
and subjected to electrolytic etching in a nitric acid bath of 18.0 g/l at 25''C at a cun-ent density of 90 A/dm^ for 11 
seconds. Then, tiie plate was subjected to desmutting in a 4.5 wt% aqueous sodium hydroxide solution at 30°C for 2 
seconds, neutralized in a 10 wt% aqueous nitric acid solution at 25^*0 for 5 seconds, washed with water, and then 
subjected to an anodic oxidation treatment in a nitric acid bath of 30 wt% at 30°C at a current density of 10 A/dm^ for 
16 seconds, and washed with water and dried to prepare a support. 

[0121] The reflection density of the support (measured by a reflection densitometer (RD-918 manufactured by Mac- 
beth) was 0.32. Further, during tiiis production step, A-B=0.08 (where A is the reflection density on the surface at the 
photosensitive composition side immediately after the surface roughening treatment, and B is the reflection density on 
the surface at the photosensitive composition side immediately before the anodic oxidation treatment). 
[0122] Hereinafter the support thus obtained will be referred to simply as "support (2)". 

EXAMPLES 1 to 15 and COMPARATIVE EXAMPLES 1 to 5 



[0123] A coating fluid of the following photosensitive composition was coated onto support (1) by means of a bar 
coater and dried so tt^at the dried flim thickness became 2 g/m^ (drying condition: ITO^C, 2 minutes). Further, the 
following protective layer coating fluid (1) was coated thereon by means of a bar coater and dried so that the dried film 
thickness became 3 g/m^ (drying condition: 170 C, 2 minutes) to prepare a photosensitive lithographic printing plate. 

Protective layer coating fluid (1) 



[0124] 



Polyvinyl alcohol (GL-03 manufactijred by Nippon Synthetic Chemical Industry Co., 

Polyvinyl pyrrolidone (Mw=4,000) 

Water 



Ltd.) 



90 parts by weight 
5 parts by weight 
1 ,000 parts by weight 



Photosensitive composition coating fluid 
[0125] 



Radical generator (compound as identified in Table 1) 
Sensitizing agent (compound as identified in Table 1) 
Polymer binder (the following compound P-1 ) 
Ethylenic monomer 1 (the following compound E-1 ) 
Ethylenic monomer 2 (the following compound E-2) 
Ethylenic monomer 3 (the following compound E-3) . 
Ethylenic monomer 4 (the following compound E-4) 
2-merca ptobenzothiazole 
N-phenylglycine benzylester 
Tribenzylamine 

Copper phthalocyanine pigment (visible image agent) 

Emulgen 104 P (surface active agent, manufactured by Kao Corporation) 

S-381 (fluorine type surface active agent, manufactured by Asahi Glass Company, 

Limited) 

Disperbyk 161 (dispersing agent, manufactured by Big Chemie) 
Propylene glycol monomelhyl ether acetate 
Cyclohexanone 



Amount as shown in Table 1 
Amount as shown in Table 1 
45 parts by weight 
Amount as shown in Table 1 
22 parts by weight 
Amount as shown in Table 1 
Amount as shown in Table 1 
5 parts by weight 
Amount as shown in Table 1 
Amount as shown in Table 1 
4 parts by weight 
2 parts by weight 
0.3 part by weight 

2 parts by weight 
400 parts by weight 
740 parts by weight 



[0126] Among the components of the photosensitive composition, the structures of the radical generator, the sensi- 
tizing agent, the polymer binder and the ethylenic monomer are as follows: 
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Radical generator 
[0127] 




Sensitizing agent 
[0128] 



S-1 : 
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Ethylenlc monomer 
[0130] 



E-1 



(H;, f \_f| h/hAh ff 
H2C— 0-+-C— CH-O^C— N-^C-7^N— C-0— R 

HO— p-+-C~CH-O^C— N-^C>-^r^^C-0— R 
0 

CHz 

I / H2 f"M HlHaN H ff 
HC^O-^C— CH-O^C— N-^C-^N— C^O— R 

O 

HC~ 0-H &— CH- C— hi-^ C-^ N— C- O— R 

/ H, F"^ h/H^N H 1? 

H2C— 0-4-C— CH-Oj^C— N-^C-^N— C- O— R 



Q= — C— C=CH2 

9 9 
? ? 

CH2 9F^2 

H2 I H2 H2 I H2 
R= — C— C C— O— C — C — C— O— Q 



P ? 



Q 
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E - 2 



CH2=CH-jjf0-CH2CH2)^C>^^-cH^^0{cH2CH2-0)^j>CH=CH 



10 



E — 3 : AIM mixture of 



IS 




O O 



E-4 : 

^ {CH2=CHCCXDCH2^CCH20-C-^CH2^^|^0CH2C-('CH200CCH=CH2)3 

^ O H H O 

35 [0131] The obtained photosensitive lithographic printing plate for violaceous laser exposure was evaluated with re- 
spect to the following items. The results are shown in Table 1. 

Evaluation of sensitivity 

40 [01 32] The photosensitive lithographic printing plate was cut into a size of 50X60 mm. and the photosensitive material 
sample was irradiated for 1 0 seconds with a light of which light intensity logarithmically decreased in the vertical axis, 
and the light wavelength linearly decreased in the horizontal axis, as determined by means of a diffraction spectral 
inradiation apparatus (RM-23, manufactured by Narumi K.K.) equipped with xenon lamp U1-501C (1 kW: manufactured 
by Ushio Inc.) as a light source. The exposed sample was soaked in an aqueous solution containing 0.7 wt% of sodium 

45 carbonate and 0.5 wt% of an anionic surface active agent (Pelex NBL, manufactured by Kao Corporation) at 28°C for 
30 seconds to develop the image. After development, the minimum amount of exposure energy required for photocuring 
by light radiation of 410 nm was calculated from the height of the cured image obtained. The smaller amount of energy, 
the higher the sensitivity. 



50 $410/8450 

[0133] The photosensitive material sample was exposed and developed in the same manner as described in the 
above evaluation of sensitivity, whereupon the minimum exposure energy 84 10 (fuJ/cm^) at a wavelength of 410 nm 
and the minimum exposure energy 8450 (pj/cm^) at a wavelength of 450 nm were obtained to calculate the ratio 
55 (S410/S450). 

[0134] Here, the symbols A to D in the column of minimum exposure energy in Table 1 represent the following. 
A: S410/S450 is at most 0.03 
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B: S410/S450 exceeds 0.03 and is at most 0.1 
C: S410/S450 exceeds 0.1 and is at most 0.5 
D: S4t0/S450 exceeds 0.1 

[0135] The smaller the ratio, the better the safe light properties under a yellow lamp. 

Maximum peak of spectral sensitivity 

[0136] The photosensitive material sample was exposed and developed in the same manner as described in the 
above evaluation of sensitivity, whereupon a spectral sensitivity curve was obtained with the horizontal axis indicating 
the exposure wavelength and the vertical axis indicating the inverse of the minimum exposure energy (sensitivity) at 
the wavelength indicated by the horizontal axis, and firom the spectral sensitivity curve, a wavelength showing the 
maximum peak of spectral sensitivity was obtained. Here, the exposure wavelength was changed from 350 nm to 650 
nm. 

Safe light properties under a yellow lamp 

[0137] The photosensitive lithographic printing plate was cut Into a size of 30X30 mm, and each sample was left to 
stand under a yellow lamp (under the condition of being shielded from light having wavelengths of at most about 470 
nm) for 1 minute, 2 minutes, 5 minutes, 10 minutes, 20 minutes, 30 minutes or 40 minutes, followed by development 
in the same manner as described above, to obtain the maximum time for which the photosensitive composition left to 
stand under a yellow lamp would not cure (evaluation of 40 minutes at the most). 
[0138] Here, symbols A to D in the column of safe light properties in Table 1 mean the following. 

A: At least 20 minutes 

B: At least 10 minutes and less than 20 minutes 
C: At least 1 minute and less than 10 minutes 
D: Less than 1 minute 

EXAMPLE 15 

[0139] A photosensitive lithographic printing plate was prepared in the same manner as described in Example 12 
by successively coating and drying the photosensitive composition coating fluid and the protective layer coating fluid, 
except that the support (2) was used instead of the support (1). and evaluations were conducted in the same manner. 
The results are shown. In Table 1 . 
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*1: ''Nil" means that the plate was cured after having 
been left to stand for 1 minute. 

5 

*2: It was impossible to form an image with an energy 
of about 2,000 uJ/cm^ by exposure at a wavelength of 450 
nm under the above conditions. 

*3 : "F" means that it was impossible to form an image 
with an energy of about 2,000 \xJ/cm^ by exposure at a 
wavelength of 410 nm under the above conditions. 

[0140] From the evaluation above of spectral sensitivity, the minimum exposure for image formation for each of the 
20 photosensitive material samples of Examples 1 to 15 at a wavelength longer than 450 nm was higher than the value 
at a wavelength of 450 nm. On the other hand, the minimum exposure for image formation for the photosensitive 
material sample of Comparative Example 1 at a wavelength longer than 450 nm was higher than the value at a wave- 
length of 450 nm. Further, each of the photosensitive layers of Examples 1 to 15 showed a maximum peak at 410 nm 
within a range ranging from 350 to 650 nm. 

25 

EXAMPLE 16 

[0141] A photosensitive lithographic printing plate prepared in the same manner as described in Example 1 was 
image-exposed by means of a 410 nm violaceous laser printing plate exposure apparatus (Cobalt 8) manufactured by 
30 Escher Glad at a laser tight output of 0.5 mW with a laser beam spot diameter of 12 (im at a scanning density of 5,080 
dpi at a scanning rate of 167 m/s. The image-exposed photosensitive lithographic printing plate was developed in the 
same manner as described in Example 1, whereupon a print having a high quality image was obtained. The printing 
plate exposure energy was 30 ^iJ/cm^. 

[0142] With respect to a photosensitive lithographic printing plate prepared in the same manner as described in 
35 Examples 1 to 15, an image can be formed by image exposure in the same manner as described in Example 16 by 
means of a 410 nm violaceous laser printing plate exposure apparatus (Cobalt 8) manufactured by Escher Glad at a 
laser light output of 0.5 mW with a laser beam spot diameter of 12 \im, at a scanning density of 5.080 dpi at a scanning 
rate of 167 m/s, followed by development. 

[0143] The photosensitive lithographic printing plate of the present invention Is highly sensitive upon exposure to 
40 laser light ranging from 390 to 430 nm, and accordingly an image can efficiently be formed by means of laser light 
ranging in wavelength from 390 to 430 nm. 

[0144] Further, as a preferred embodiment, the composition exhibits excellent safe light properties under a yellow 
lamp and exhibits excellent handling efficiency. 

[0145] The disclosures of Japanese Patent Application Nos. 2000-117803 filed on April 19, 2000; 2000-131995 filed 
45 on May 1, 2000; 2000-131996 filed on May 1, 2000; 2000-364310 filed on November 30, 2000; 2000-368412 filed on 
December 4, 2000; 2000-369415 filed on December 5, 2000 and 2001-016537 filed on January 25. 2001, Including 
specification, claims, drawings and summary are incorporated herein by reference . 

[0146] Obviously, numerous modifications and variations of the present invention are possible in light of the above 
teachings, it is therefore to be understood that within the scope of the appended claims, the invention may be practiced 
50 othenvise than as specifically described herein. 



Claims 

55 1. A photosensitive lithographic printing plate comprising a photosensitive layer and a protective layer formed in this 
order on a support, wherein said photosensitive layer has a maximum peak of spectral sensitivity within the wave- 
length range of 390 to 430 nm. the minimum exposure for said photosensitive lithographic printing plate for image 
fomnation at a wavelength of 410 nm (8410) is at most 100 ^J/cm^. and the relation between the minimum exposure 
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for image formation at a wavelength of 450 nm (S450) and the minimum exposure for Image formation at a wave- 
length of 410 nm (S410) is 0<S4 10/8450^0.1. 

2. The photosensitive lithographic printing plate according to Claim 1, wherein the minimum exposure for image 
fbmnation at each wavelength exceeding 450 nm and at most 650 nm is higher than the minimum exposure for 
image formation at a wavelength of 450 nm(S450). 

3. The photosensitive lithographic printing plate according to Claim 2, wherein the maximum peak of spectral sensi- 
tivity within the wavelength range of 390 to 430 nm is the maximum peak of spectra! sensitivity within the wavelength 
range of 350 to 650 nm. 

4. The photosensitive lithographic printing plate according to Claim 1 , wherein said photosensitive layer contains (A) 
an ethylene monomer, (B) a sensitizing agent and (C) a radical generator. 

5. A photosensitive lithographic printing plate comprising a photosensitive layer and a protective layer formed in this 
order on a support, said photosensitive layer containing (A) an ethylenic monomer. (B) a sensitizing agent and (C) 
a radical generator, wherein the radical generator (C) contains a hexaarylbiimidazole compound or a titanocene 
compound, and the sensitizing agent (B) contains a dialkylaminobenzene compound. 

6. The photosensitive lithographic printing plate according to Claim 5, wherein the minimum exposure for image 
formation at a wavelength of 410 nm (S410) is at most 100 ^iJ/cm^. 

7. The photosensitive lithographic printing plate according to Claim 4 or 5. wherein the radical generator (C) contains 
a hexaaiylbiimidazole compound, and the sensitizing agent (B) contains a dialkylaminobenzene compound. 

8. The photosensitive lithographic printing plate according to Claim 4 or 5, wherein the radical generator (C) contains 
a titanocene compound, and the sensitizing agent (B) contains a dialkylaminobenzene compound. 

9. The photosensitive lithographic printing plate according to Claim 1 or 5, wherein the photosensitive layer contain 
a coloring pigment in an amount greater than 0 up to 20 wt%, based on the weight of the composition. 

10. The photosensitive lithographic printing plate according to Claim 7, wherein the hexaarylbiimidazole compound is 
present in an amount ranging from 1 5 to 40 parts by weight based on 1 00 parts by weight of the ethylenic monomer. 

11. The photosensitive lithographic printing plate according to Claim 1 or 5. wherein the photosensitive layer further 
comprises a polymer binder. 

12. The photosensitive lithographic printing plate according to Claim 11, wherein the polymer binder contains a struc- 
tural unit represented by the following formula (V): 



H T 

o=|j (V) 



HO 



wherein Re is a hydrogen atom or a methyl group. 



13. The photosensitive lithographic printing plate according to Claim 4 or 5, wherein the photosensitive layer further 
comprises a hydrogen-donor compound. 
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14. The photosensitive lithographic printing plate according to Claim 4 or 5, wherein the photosensitive layer further 
comprises an amine compound having a pKb of at most 7 at 25°C. 

15. The photosensitive lithographic printing plate according to Claim 4 or 5, wherein the photosensitive layer further 
comprises an amine compound having the group [N-Chy. 

1 6. The photosensitive lithographic printing plate according to Claim 4 or 5, wherein the photosensitive layer contains, 
as the ethylenic monomer, a urethane compound (a3) having at least four urethane linkages and at least four 
addition-polymerizable double bonds in one molecule. 

17. The photosensitive lithographic printing plate according to Claim 16, wherein the urethane compound (aS) has a 
molecular weight ranging from 600 to 200,000. 

18. The photosensitive lithographic printing plate according to Claim 16, wherein the urethane compound (aS) is rep- 
resented by the following formula (II): 



(II) 

X 



wherein x is an integer ranging from 4 to 20, y is an integer ranging from 0 to 15, z is an integer ranging from 1 to 
15, Ra is a group having a repeating unit derived from alkyleneoxy or aryleneoxy, and having from 4 to 20 oxy 
groups capable of combining with Rb; each of Rb and Rc, which are independent of each other, is a C^.^ q alkylene 
group, and Rd is an organic residue having from 1 to 10 (meth)acry{ic group, provided that each of Ra, Rb, Rc 
and Rd which are independent of one another, may have a substituent. 

19. The photosensitive lithographic printing plate according to Claim 4 or 5, wherein the urethane compound (a3) as 
the ethylenic monomer (A), is prepared by reacting a compound having at least four active isocyanate groups in 
one molecule (a1) with a compound having at least one hydroxy! group and at least two addition-polymerizable 
double bonds in one molecule (a2). 

20. The photosensitive lithographic printing plate according to Claim 19, wherein the compound (a1) having at least 
four active isocyanate groups in one molecule has a molecular weight of at least 500. 

21 . The photosensitive lithographic printing plate according to Claim 4 or 5, wherein the photosensitive layer contains, 
as the ethylenic monomer (A), a phosphate compound having an acryloyloxy group or a methacryloyloxy group. 

22. The photosensitive lithographic printing plate according to Claim 4 or 5, wherein the photosensitive layer further 
comprises a surface active agent 

23. The photosensitive lithographic printing plate according to Claim 1 or 5, wherein the protective layer contains a 
polyvinyl alcohol. 

24. The photosensitive lithographic printing plate according to Claim 1 or 5, wherein the protective layer contains 
polyvinylpyrrolidone. 

25. The photosensitive, lithographic printing plate according to Claim 1 or 5, wherein the support is prepared by sub- 
jecting a plate made of aluminum or an aluminum alloy to surface roughening, and said support has a reflection 
density of at least 0.3. 

26. The photosensitive lithographic printing plate according to Claim 1 or 5, wherein the support is prepared by sub- 
jecting a plate made of aluminum or an aluminum alloy to surface roughening and to an anodic oxidation treatment, 
and satisfies the relation D-E^0.1, where D is the reflection density immediately after the surface roughening 
treatment, and E is the reflection density after the anodic oxidization treatment. 



Ra-H-Rb— o)^C — N-(-Rc-^N— C— O — Rd 
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27. A method for making a printing plate, which comprises: 

image-exposing the photosensitive lithographic printing plate as defined in Claim 1 or 5 by means of laser light 
having a wavelength ranging from 390 to 430 nm; and 
developing the exposed plate with an aqueous developer. 

28. The method for making a printing plate according to Claim 27. wherein the wavelength of the laser light ranges 
from 400 to 420 nm. 

29. The method for making a printing plate according to Claim 27, wherein the scanning density of the laser light is at 
least 4,000 dpi. 

30. The method for making a printing plate according to Claim 27. wherein the scanning rate of the laser light ranges 
from 50 to 500 m/s, 

31. The method for making a printing plate according to Claim 27, wherein the printing plate exposure energy in the 
image exposure is at most 50 jiJ/cm^. 

32. The method for making a printing plate according to Claim 27. wherein the aqueous developer contains an alkali 
component. 

33. The method for making a printing plate according to Claim 27. wherein the aqueous developer contains a sur^ce 
active agent. 
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Present claims 1-3 relate to a photosensitive lithographic printing plate 
defined by reference to a series of desirable characteristics or 
properties, namely 

(1) the photosensitive layer has a maximum peak of spectral sensitivity 
within a wavelength range of 390-430 nm; 

(2) the minimum exposure for Image formation at a wavelength of 410 nm 
(S410) is at most 100 microJ/cm2; 

(3) the relation between S450 and S410 is 0<S410/S450< or = 0,1; 

(4) the minimum exposure for image formation at each wavelength exceeding. 
450 nm and at most 650 nm is higher than S450; 

(5) the maximum peak of spectral sensitivity within the wavelength range 
of 390 to 430 nm is the maximum peak of spectral sensitivity of 350 to 
650 nm. 

Present claims 1-3 cover all photosensitive lithographic printing plates 
having these characteristics or properties, whereas the application 
provides support within the meaning of Article 84 EPC and/or disclosure 
within the meaning of Article 83 EPC for only a very limited number of 
printing plates. In the present case, the claims so lack support, and the 
application so lacks disclosure, that a meaningful search over the whole 
of the claimed scope Is impossible. Independent of the above reasoning, 
the claims also lack clarity (Article 84 EPC). An attempt is made to 
define the lithographic printing plates by reference to results to be 
achieved. Again, this lack of clarity in the present case is such as to 
render a meaningful search over the whole of the claimed scope 
impossible. 

In present claim 4 an attempt is made to define the constituency of the 
photosensitive layer. However, it is clear from the description on page 
38, lines 8-17, that the specific photopolyroerization initiation system 
of claim 5 is essential to the definition of the invention. Since claim 4 
does not contain this specific feature, It does not meet the requirement 
of Article 84 EPC and cannot be taken as a basis for a full search. 

Consequently, the search has been carried out for those parts of the 
claims which appear to be clear, supported and disclosed, namely those 
parts relating to the photosensitive lihographic printing plates of claim 
1 restricted to a photosensitive layer according to present claim 5. 
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